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DINUCLEAR METALLOCENE COMPOUND,
AND A METHOD FOR PREPARING THE
SAME

This application is a National Stage Application of Inter-
national Application No. PCT/KR2013/012320, filed Dec.
27, 2013, and claims priority to and the benefit of Korean
Patent Application No. 10-2013-0073043, filed on Jun. 25,
2013, and Korean Patent Application No. 10-2013-0165067,
filed on Dec. 27, 2013 the contents of each which is
incorporated by reference in its entirety for all purposes as
if fully set forth below.

BACKGROUND OF THE INVENTION

(a) Field of the Invention

The present invention relates to a dinuclear metallocene
compound, and a method for preparing the same. More
specifically, the present invention relates to a dinuclear
metallocene compound with a novel structure which can
prepare polyolefin having high molecular weight, and a
method for preparing the same.

(b) Description of the Related Art

Since a Zeigler-Natta catalyst widely applied in an indus-
trial process is a multi-site catalyst, the molecular weight
distribution of the produced polymer is wide, and the
composition distribution of comonomers is not uniform, and
thus, has a limitation in securing desired properties.

Meanwhile, a metallocene catalyst is a single-site catalyst
having one kind of an active site, and it has advantages in
that the molecular weight distribution of the produced
polymer is narrow, and that the molecular weight, stereo-
regularity, crystallinity, particularly reactivity of comono-
mers may be greatly controlled according to the structure of
the catalyst and the ligand. However, polyolefin polymer-
ized using a metallocene catalyst has narrow molecular
weight distribution, and if applied for some products, pro-
ductivity is remarkably decreased due to extrusion load and
the like, rendering site application difficult, and thus, there
have been many attempts to control the molecular weight
distribution of polyolefin

For this, a method of using a mononuclear metallocene
compound and a dinuclear metallocene compound is known.

As an example of the mononuclear metallocene com-
pound, U.S. Pat. No. 5,032,562 describes a method of
preparing a polymerization catalyst by supporting two dif-
ferent transition metal catalysts on one carrier. This is a
method of producing bimodal distribution polymer by sup-
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porting a titanium (Ti)-based Ziegler Natta catalyst produc-
ing high molecular weight and a zirconium (Zr)-based
metallocene catalyst producing low molecular weight on one
carrier, however, it has disadvantages in that the supporting
process is complicated, and the morphology of polymer
becomes worse due to a cocatalyst.

And, studies on changing copolymer selectivity and activ-
ity of a catalyst in copolymerization using a dinuclear
metallocene compound has been reported, and in case of
some metallocene catalysts, copolymer incorporation and
activity increase have been reported.

For example, Korean Patent Application No. 2003-12308
discloses a method of controlling molecular weight distri-
bution by supporting a dinuclear metallocene catalyst and a
mononuclear metallocene catalyst on a carrier together with
an activator and polymerizing while changing the combina-
tion of catalysts in the reactor. However, this method has a
limitation in simultaneously realizing the properties of each
catalyst, and has a disadvantage in that a metallocene
catalyst part is dissociated in the carrier component of the
final catalyst, thus causing fouling of a reactor.

And, a synthesis method of a Group 4 metallocene
catalyst having a biphenylene bridge and polymerization of
ethylene and styrene using the same have been reported
(Organometallics, 2005, 24, 3618). According to this
method, it is stated that catalytic activity is high and the
molecular weight of the obtained polymer is high, compared
to a mononuclear metallocene catalyst. It has been also
reported that reactivity of a catalyst may be changed by
converting the bridge structure of Group 4 dinuclear met-
allocene catalyst (Eur. Polym, J. 2007, 43, 1436).

However, if using these methods, previously reported
Group 4 metallocene catalyst having a biphenylene bridge
has problems in terms of addition of substituents and modi-
fication of a structure. Therefore, there is a need for devel-
opment of novel metallocene catalyst useful for preparation
of olefin.

SUMMARY OF THE INVENTION

In order to solve the above problem, it is an object of the
invention to provide a novel dinuclear metallocene com-
pound, which can prepare polyolefin having high molecular
weight with high activity.

It is another object of the invention to provide a method
for preparing the dinuclear metallocene compound.

In order to achieve the objects, one aspect of the invention
provides a dinuclear metallocene compounds represented by
the following Chemical Formula 1:

[Chemical Formula 1]
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in the Chemical Formula 1,

R1 to R4 may be identical to or different from each other,
and are independently hydrogen; a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; a silyl radical; an aryl
radical having a carbon number of 6 to 20; an alkylaryl
radical having a carbon number of 7 to 20; or an arylalkyl
radical having a carbon number of 7 to 20; and two or more
adjacent radicals of R1 to R4 may be linked each other to
form an aliphatic ring, or an aromatic ring;

RS to R7 may be identical to or different from each other,
and are independently hydrogen; a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; an aryl radical having a
carbon number of 6 to 20; an alkylaryl radical having a
carbon number of 7 to 20; an arylalkyl radical having a
carbon number of 7 to 20; an alkoxy radical having a carbon
number of 1 to 20; an aryloxy radical having a carbon
number of 6 to 20; or an amido radical; and two or more
adjacent radicals of RS to R7 may be linked each other to
form an aliphatic ring, or an aromatic ring;

CY is an aliphatic or aromatic ring containing nitrogen,
and may be unsubstituted or substituted with halogen, an
alkyl or aryl radical having a carbon number of 1 to 20, and
if it has multiple substituents, two or more substituents may
be linked each other to form an aliphatic or aromatic ring;

M is Group 4 transition metal;

X1 is a halogen radical; an alkyl radical having a carbon
number of 1 to 20; an alkenyl radical having a carbon
number of 2 to 20; an aryl radical having a carbon number
of 6 to 20; an alkylaryl radical having a carbon number of
7 to 20; an arylalkyl radical having a carbon number of 7 to
20; an alkylamido radical having a carbon number of 1 to 20;
an arylamido radical having a carbon number of 6 to 20; or
an alkylidene radical having a carbon number of 1 to 20; and

n is an integer of 0 to 10.

Another aspect of the invention provides a method for
preparing the dinuclear metallocene compound.

The dinuclear metallocene compound according to the
present invention is a novel dinuclear metallocene com-
pound, and the dinuclear metallocene compound has high
accessibility to a substrate unlike a single-site catalyst Thus,
the present invention can provide a multi-site catalyst with
high activity.

And, using the catalyst of the present invention, poly-
olefin having high molecular weight can be produced.

DETAILED DESCRIPTION OF THE
EMBODIMENTS

As used herein, terms “a first”, “a second” and the like are
used to explain various constructional elements, and they are
used only to distinguish one constructional element from
other constructional elements.

And, the terms used herein are only to explain illustrative
examples, and are not intended to limit the invention. A
singular expression includes a plural expression thereof,
unless it is expressly stated or obvious from the context that
such is not intended. As used herein, the terms “comprise”,
“contain” or “have” and the like are intended to designate
the existence of practiced characteristic, number, step, con-
structional element or combinations thereof, and they are not
intended to preclude the possibility of existence or addition
of one or more other characteristics, numbers, steps, con-
structional elements or combinations thereof.

And, in case it is stated that each constructional element
is formed “on” or “above” each construction element, it
means that each constructional element is formed directly on
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each constructional element, or that other constructional
elements may be additionally formed between the layers or
on the object or substrate.

Although various modifications can be made to the pres-
ent invention and the present invention may have various
forms, specific examples will be illustrated and explained in
detail below. However, it should be understood that these are
not intended to limit the present invention to specific dis-
closure, and that the present invention includes all the
modifications, equivalents or replacements thereof without
departing from the spirit and technical scope of the inven-
tion.

Hereinafter, the present invention will be explained in
detail.

According to one aspect of the invention, provided is a
dinuclear metallocene compounds represented by the fol-
lowing Chemical Formula 1:

[Chemical Formula 1]

in the Chemical Formula 1,

R1 to R4 may be identical to or different from each other,
and are independently hydrogen; a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; a silyl radical; an aryl
radical having a carbon number of 6 to 20; an alkylaryl
radical having a carbon number of 7 to 20; or an arylalkyl
radical having a carbon number of 7 to 20; and two or more
adjacent radicals of R1 to R4 may be linked each other to
form an aliphatic ring, or an aromatic ring;

RS to R7 may be identical to or different from each other,
and are independently hydrogen; a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; an aryl radical having a
carbon number of 6 to 20; an alkylaryl radical having a
carbon number of 7 to 20; an arylalkyl radical having a
carbon number of 7 to 20; an alkoxy radical having a carbon
number of 1 to 20; an aryloxy radical having a carbon
number of 6 to 20; or an amido radical; and two or more
adjacent radicals of RS to R7 may be linked each other to
form an aliphatic ring, or an aromatic ring;

CY is an aliphatic or aromatic ring containing nitrogen,
and may be unsubstituted or substituted with halogen, an
alkyl or aryl radical having a carbon number of 1 to 20, and
if it has multiple substituents, two or more substituents may
be linked each other to form an aliphatic or aromatic ring;

M is Group 4 transition metal;

X1 is a halogen radical; an alkyl radical having a carbon
number of 1 to 20; an alkenyl radical having a carbon
number of 2 to 20; an aryl radical having a carbon number
of 6 to 20; an alkylaryl radical having a carbon number of
7 to 20; an arylalkyl radical having a carbon number of 7 to
20; an alkylamido radical having a carbon number of 1 to 20;
an arylamido radical having a carbon number of 6 to 20; or
an alkylidene radical having a carbon number of 1 to 20; and

n is an integer of 0 to 10.
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According to one embodiment of the invention, in the Examples of the dinuclear metallocene compound repre-
dinuclear metallocene compound of the Chemical Formula sented by the Chemical Formula 1 include the following

1, R1 to R7 are independently hydrogen, an alkyl group compounds, but are not limited thereto.
having a carbon number of 1 to 20, or an aryl group having

a carbon number of 6 to 20, or two or more adjacent radicals >

of R1 to R7 may be linked each other to form one or more

aliphatic ring, or aromatic ring, but the present invention is

not limited thereto. Q\ Me X

And, CY may be a pentagonal or hexagonal aliphatic or /

aromatic ring containing nitrogen, unsubstituted or substi- 10

tuted with an alkyl group having a carbon number of 1 to 20, /

but the present invention is not limited thereto. N
And, M may be titanium (T1), zirconium (Zr), or hafnium

(Hf), and X1 may be halogen or an alkyl group having a

carbon number of 1 to 20, but the present invention is not 13

limited thereto.
The dinuclear metallocene compound represented by the
Chemical Formula 1 includes a structure wherein two single O\ Me L
metallocene compounds respectively bridged with a phe- / -
nylene group having a cyclic amido group introduced 20 i o O/Ti
therein are crosslinked by alkylenedioxy (—O—(CH,)— / o0 Me/
N

(CH,)n-(CH,)—0O—). Thus, two metal centers are con-
nected by a diether chain functioning as a linker, to reduce
unnecessary interactions between the metals, thus affording
stable catalytic activity and easiness of structural deforma- 25
tion, and unlike a single-site catalyst, the compound has high
accessibility to a substrate and thus exhibits high activity.

Thus, by using the dinuclear metallocene compound as a According to another aspect of the invention, provided is

catalyst for polymerization or copolymerization of poly- a method for preparing a dinuclear metallocene compound
olefin, polyolefin having high molecular weight and wide 30 represented by the following Chemical Formula 1, compris-
molecular weight distribution can be produced with high ing a step of reacting a compound represented by the
activity. And, various substituents may be introduced into following Chemical Formula 2 with a compound repre-
the cyclopentadienyl and the cyclic amido ring such as sented by the following Chemical Formula 3:

[Chemical Formula 1]

[Chemical Formula 2] [Chemical Formula 3]
R
? 10”2 o
R4 Ry
Rs /Xl
Ry M
/ X
Rs N
CY)
Ry
quinoline or indoline, which ultimately enables easy con- in the Chemical Formulae 1, 2 and 3,
trolling of electronic, steric environment around the metals. R1 to R4 may be identical to or different from each other,
Namely, by using the compound with such a structure, the 65 and are independently hydrogen; a halogen radical; an alkyl
structure and properties and the like of prepared olefin radical having a carbon number of 1 to 20; an alkenyl radical

polymer may be easily controlled. having a carbon number of 2 to 20; a silyl radical; an aryl
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radical having a carbon number of 6 to 20; an alkylaryl
radical having a carbon number of 7 to 20; or an arylalkyl
radical having a carbon number of 7 to 20; and two or more
adjacent radicals of R1 to R4 may be linked each other to
form an aliphatic ring, or an aromatic ring;

RS to R7 may be identical to or different from each other,
and are independently hydrogen; a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; an aryl radical having a
carbon number of 6 to 20; an alkylaryl radical having a
carbon number of 7 to 20; an arylalkyl radical having a
carbon number of 7 to 20; an alkoxy radical having a carbon
number of 1 to 20; an aryloxy radical having a carbon
number of 6 to 20; or an amido radical; and two or more
adjacent radicals of RS to R7 may be linked each other to
form an aliphatic ring, or an aromatic ring;

CY is an aliphatic or aromatic ring containing nitrogen,
and may be unsubstituted or substituted with halogen, an
alkyl or aryl radical having a carbon number of 1 to 20, and
if it has multiple substituents, two or more substituents may
be linked each other to form an aliphatic or aromatic ring;

M is Group 4 transition metal;

X1 and X2 may be identical to or different from each
other, and are independently a halogen radical; an alkyl
radical having a carbon number of 1 to 20; an alkenyl radical
having a carbon number of 2 to 20; an aryl radical having a
carbon number of 6 to 20; an alkylaryl radical having a
carbon number of 7 to 20; an arylalkyl radical having a
carbon number of 7 to 20; an alkylamido radical having a
carbon number of 1 to 20; an arylamido radical having a
carbon number of 6 to 20; or an alkylidene radical having a
carbon number of 1 to 20; and

n is an integer of 0 to 10.

The method for preparing a dinuclear metallocene com-
pound may be conducted by mixing the mononuclear met-
allocene compound represented by the Chemical Formula 2
with the diol compound represented by the Chemical For-
mula 3, and then, stirring for a certain time. The stirring
temperature may be about -30 to about 25° C., preferably
room temperature, and the stirring time may be 12 hours or
more, for example, about 12 hours to about 36 hours, but not
limited thereto. And, the stirring may be conducted in an
organic solvent such as MTBE (methy] tertiary-butyl ether)
or toluene, and a dinuclear metallocene compound may be
obtained by extracting in n-hexane, but the preparation
method of the invention is not limited thereto.

The diol compound represented by the Chemical Formula
3 may react at 0.5 equivalents to the mononuclear metallo-
cene compound represented by the Chemical Formula 2.

The dinuclear metallocene compound represented by the
Chemical Formula 1 may be prepared according to any
methods known in the technical field to which the invention
pertains, without specific limitations.

The method for preparing a dinuclear metallocene com-
pound represented by the Chemical Formula 1 will be
illustrated and explained in detail in the examples below.

According to the preparation method of the present inven-
tion, a dinuclear metallocene compound represented by the
Chemical Formula 1 may be prepared by a simple process
under relatively mild conditions, and by controlling the
distance between dinuclear active sites according to the
length of the alkyl chain of a diol compound, activity may
be easily controlled while reducing unnecessary interac-
tions. And, the compound has stable catalytic activity and
the structural deformation is easy, and unlike a single-site
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8
catalyst, it has high accessibility to a substrate and thus
exhibits high activity.

The dinuclear metallocene compound represented by the
Chemical Formula 1 may be used as a catalyst composition
alone or in combination with a cocatalyst to prepare poly-
olefin polymer, and particularly, it may produce polyolefin
having high molecular weight with high activity. For
example, a catalyst composition comprising the dinuclear
metallocene compound represented by the Chemical For-
mula 1 may be contacted with monomers to conduct a
polymerization process, thereby providing olefin homopo-
lymer or olefin copolymer.

Hereinafter, the actions and the effects of the invention
will be explained in detail, with reference to specific
examples. However, these examples are only presented to
illustrate the invention, and the right scope of the invention
is not determined thereby.

EXAMPLE

The organic reagents and solvents used in the following
examples, unless specifically mentioned, were purchased
from Aldrich Company, purified by a standard method and
used. In all the synthesis steps, contact of air with moisture
was blocked to increase reproducibility of the experiments.

Synthesis of Dinuclear Metallocene Compound

Example 1

([(1,2,3,4-tetrahydroquinolin-8-yl)tetramethylcyclopen-
tadienyl-eta5, kappa-N]titanium dimethyl) (1 g, 3.04 mmol)
was dissolved in a methyl tertiary-butyl ether (40 mL)
solvent. And then, it was slowly added dropwise to a
solution of 1,6-hexanediol (180 mg, 1.52 mmol) dissolved in
methyl tertiary-butyl ether (20 mL) at —20° C. The tempera-
ture of an orange solution was slowly raised and the solution
was stirred at room temperature (25° C.) for 36 hours.

After removing the methyl tertiary-butyl ether solvent, 30
ml of n-hexane was added to filter, and then, a desired
compound in the form of orange solid was obtained (1.0 g,
95% or more yield).

'HNMR (CDCl,): 8 1.26 (s, 3H, Ti—CH,), 1.85 (m, 6H,
Cp-CH,;), 1.00~2.00 (br, 6H, diol aliphatic (CH,),, quino-
line-CH,), 2.13 (m, 6H, Cp-CH; and CH,), 2.61 (m, 2H,
quinoline-CH,), 3.77 (br, 2H, OCH,), 4.16 (m, 2H, quino-
line-NCH,), 6.64 (m, 1H, aromatic), 6.91 (m, 2H, aromatic)
ppm
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Example 2

Me
/

Ti
~o

N
/ /\/\/O\Ti e
N Me/ 2

(1(1,2,3,4-tetrahydroquinolin-8-yl)tetramethylcyclopen-
tadienyl-eta5, kappa-N]titanium dimethyl) (1 g, 3.04 mmol)
was dissolved in a methyl tertiary-butyl ether (40 mL)
solvent. And then, it was slowly added dropwise to a
solution of 1,4-butanediol (140 mg, 1.55 mmol) dissolved in
methyl tertiary-butyl ether (20 mL) at —20° C. The tempera-
ture of an orange solution was slowly raised and the solution
was stirred at room temperature (25° C.) for 36 hours.

After removing the methyl tertiary-butyl ether solvent, 30
mL of n-hexane was added to filter, and a desired compound
in the form of orange solid was obtained (1.0 g, 95% or more
yield).

'HNMR (CDCl,): 8 1.26 (s, 3H, Ti—CH,), 1.85 (m, 6H,
Cp-CH,;), 1.00~2.00 (br, 4H, diol aliphatic (CH,), quinoline-
CH,), 2.13 (m, 6H, Cp-CH; and CH;), 2.62 (m, 2H, quino-
line-CH,), 3.79 (br, 2H, OCH,), 4.17 (m, 2H, quinoline-
NCH,), 6.64 (m, 1H, aromatic), 6.89 (m, 2H, aromatic) ppm

Example 3

(1(1,2,3,4-tetrahydroquinolin-8-yl)tetramethylcyclopen-
tadienyl-eta5, kappa-N]titanium dimethyl) (1 g, 3.04 mmol)
was dissolved in a methyl tertiary-butyl ether (40 mL)
solvent. And then, it was slowly added dropwise to a
solution of 1,3-propanediol (115 mg, 1.51 mmol) dissolved
in methyl tertiary-butyl ether (20 mL) at -20° C. The
temperature of an orange solution was slowly raised and the
solution was stirred at room temperature (25° C.) for 36
hours.

After removing the methyl tertiary-butyl ether solvent, 30
mL of n-hexane was added to filter, and a desired compound
in the form of orange solid was obtained (1.0 g, 95% or more
yield).

'"HNMR (CDCl,): 8 1.19 (s, 3H, Ti—CH,), 1.84 (m, 6H,
Cp-CH,;), 1.00~2.00 (br, 4H, diol aliphatic (CH,), quinoline-
CH,), 2.01 (m, 6H, Cp-CH; and CH;), 2.61 (m, 2H, quino-
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10
line-CH,), 3.97 (br, 2H, OCH,), 4.24 (m, 2H, quinoline-
NCH,), 6.71 (m, 1H, aromatic), 6.90 (m, 2H, aromatic) ppm

Comparative Example 1

\

T

/TiMe2

N

A compound of the above structural formula was prepared
according to the method described in Example 7 of US
20070025158A1.

Preparation of Olefin Copolymer
Experimental Example 1

Into a 2 L autoclave reactor, a hexane solvent (1.0 L) and
6.4 mmol of 1-octene were added, and then, the temperature
of the reactor was preheated to 120° C. To a 25 mL catalyst
storage tank, the compound of Example 1 (0.5 pmol) treated
with triisobutylaluminum (10 pmol) and a dimethyl-
anilinium tetrakis(pentafluorophenyl)borate cocatalyst (10
umol) were sequentially added and filled (the mole ratio of
ALTi is 10). Subsequently, ethylene pressure (35 bar) was
added into the autoclave reactor, and a catalyst composition
was injected into the reactor using high pressure argon gas
to progress copolymerization for 10 minutes. Next, the
remaining ethylene gas was taken out and a polymer solu-
tion was added to an excessive amount of ethanol to induce
precipitation. The precipitated polymer was washed with
ethanol and acetone each two or three times, and dried in a
80° C. vacuum oven for 12 hours or more, and then, the
properties were measured.

Experimental Example 2

Into a 2 L autoclave continuous process reactor, a hexane
solvent (4.53 kg/h) and 1-octene (0.8 kg/h) were filled, and
then, the temperature of the upper part of the reactor was
preheated to 150° C. Triisobutylaluminium (0.05 mmol/
min), the compound of Example 1 (0.5 pmol/min), and a
dimethylanilinium tetrakis(pentafluorophenyl)borate
cocatalyst (1.5 umol/min) were simultaneously introduced
into the reactor.

Subsequently, ethylene (0.84 kg/h) was introduced into
the autoclave reactor, and the same temperature was main-
tained for 30 minutes or more and then copolymerization
was progressed for 8 minutes in a continuous process to
obtain copolymer. Next, the remaining ethylene gas was
taken out, and the polymer solution was dried in a 80° C.
vacuum oven for 12 hours or more, and then, the properties
were measured.

Experimental Example 3

Into a 2 L autoclave continuous process reactor, a hexane
solvent (5.4 kg/h) and 1-butene (0.8 kg/h) were filled, and
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then, the temperature of the upper part of the reactor was
preheated to 150° C. Triisobutylaluminium (0.05 mmol/
min), the compound of Example 1 (0.5 pmol/min), and a
dimethylanilinium tetrakis(pentafluorophenyl)borate
cocatalyst (1.5 umol/min) were simultaneously introduced
into the reactor.

Subsequently, ethylene (0.83 kg/h) was introduced into
the autoclave reactor, and the same temperature was main-
tained for 30 minutes or more and then copolymerization
was progressed for 8 hours in a continuous process to obtain
copolymer. Next, the remaining ethylene gas was taken out,
and the polymer solution was dried in a 80° C. vacuum oven
for 12 hours or more, and then, the properties were mea-
sured.

Experimental Example 4

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 1, except that 0.5 pmol of
the compound of Example 2 was introduced instead of the
compound of Example 1 in Experimental Example 1.

Experimental Example 5

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 2, except that the com-
pound of Example 2 (0.5 pmol/min) was introduced instead
of the compound of Example 1 in Experimental Example 2.

Experimental Example 6

Ethylene-1-butene copolymer was prepared by the same
method as Experimental Example 3, except that the com-
pound of Example 2 (0.5 pmol/min) was introduced instead
of the compound of Example 1 in Experimental Example 3.

Experimental Example 7

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 1, except that 0.5 pmol of
the compound of Example 3 was introduced instead of the
compound of Example 1 in Experimental Example 1.

Experimental Example 8

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 2, except that the com-
pound of Example 3 (0.5 pmol/min) was introduced instead
of the compound of Example 1 in Experimental Example 2.

Experimental Example 9

Ethylene-1-butene copolymer was prepared by the same
method as Experimental Example 3, except that the com-
pound of Example 3 (0.5 pmol/min) was introduced instead
of the compound of Example 1 in Experimental Example 3.

Comparative Experimental Example 1

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 1, except that 1.0 pmol of
the compound of Comparative Example 1 was introduced
instead of the compound of Example 1 in Experimental
Example 1.

Comparative Experimental Example 2

Ethylene-1-octene copolymer was prepared by the same
method as Experimental Example 2, except that the com-
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pound of Comparative Example 1 (1.0 pumol/min) was
introduced instead of the compound of Example 1 in Experi-
mental Example 2.

Comparative Experimental Example 3

Ethylene-1-butene copolymer was prepared by the same
method as Experimental Example 3, except that the com-
pound of Comparative Example 1 (1.0 pumol/min) was
introduced instead of the compound of Example 1 in Experi-
mental Example 3.

The catalytic activities and the properties of ethylene-1-
octene copolymer in Experimental Example 1 and Com-
parative Experimental Example 1 are shown in the Table 1
below.

TABLE 1

Comparative
Experimental  Experimental
Example 1 Example 1
Catalyst compound

Comparative

Example 1 Example 1
Reaction temperature(unit: ° C.) 120 120
Catalyst compound(unit: pmol) 0.5 1.0
Al(cocatalyst): Ti(catalyst compound) 10 10
mole ratio
1-octene introduction amount 6.4 6.4
(unit: mmol)
Activity 76 75
(unit: kgPOE/mmol Ti hr)
Melt index I, 1.12 2.56
(unit: g/10 min)
Melt index I, 11.2 29.9
(unit: g/10 min)
I,oL 10 11.7
Density 0.862 0.862
(unit: g/ml)
Tm 44.1 41.9
(unit: ° C.)

And, the catalytic activities and the properties of ethyl-
ene-1-octene copolymer in Experimental Example 2 and
Comparative Experimental Example 2 are shown in the
Table 2 below.

TABLE 2

Comparative

Experimental  Experimental

Example 2 Example 2
Catalyst compound
Comparative
Example 1 Example 1
Reaction temperature(unit: ° C.) 150 150
Catalyst compound(unit: pmol/min) 0.5 1.0
Al(cocatalyst): Ti(catalyst compound) 50 50
mole ratio
1-octene introduction amount 760 760
(unit: mmol)
Yield 1024.2 966.0
(unit: g/h)
Activity 48.8 32.2
(unit: kgPE/mmol Ti hr)
Melt index I, 4.21 3.34
(unit: g/10 min)
Density 0.869 0.868
(unit: g/ml)
Tm 50.7 51.5
(unit: ° C.)
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Referring to Tables 1 and 2, since the dinuclear metallo- 2. The dinuclear metallocene compound according to
cene compound of the present invention has a structure claim 1, wherein the compound of the Chemical Formula 1

wherein single metallocene compounds are connected by a
diether chain, unnecessary interactions between the metals
may be minimized to afford stable catalytic activity, and 5
thus, it has high activity and can prepare polyolefin having

high molecular weight compared to mononuclear metallo-
cene catalyst.

What is claimed is: Me N

1. A dinuclear metallocene compound represented by the 10 / - e
following Chemical Formula 1: /TI\O O// \

0-10
N Me
[Chemical Formula 1]
- Q\

in the Chemical Formula 1,

R1 to R7 are independently hydrogen, an alkyl group
having a carbon number of 1 to 20, or an aryl group
having a carbon number of 6 to 20;

CY is a pentagonal or hexagonal aliphatic or aromatic
ring containing nitrogen, unsubstituted or substituted
with an alkyl group having a carbon number of 1 to the following Chemical Formula 2 with a compound repre-
20; sented by the following Chemical Formula 3:

is represented by the following structures:

3. A method for preparing a dinuclear metallocene com-
30 pound represented by the following Chemical Formula 1,
comprising the step of reacting a compound represented by

[Chemical Formula 1]

[Chemical Formula 2] [Chemical Formula 3]

o N Non

M is titanium (Ti), zirconium (Zr), or hatnium (Hf); in the Chemical Formulae 1, 2 and 3,

X1 is halogen or an alkyl group having a carbon R1 to R7 are independently hydrogen, an alkyl group
number of 1 to 20; and having a carbon number of 1 to 20, or an aryl group

n is an integer of 0 to 10. having a carbon number of 6 to 20;
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CY is a pentagonal or hexagonal aliphatic or aromatic
ring containing nitrogen, unsubstituted or substituted
with an alkyl group having a carbon number of 1 to
20;

M is titanium (Ti), zirconium (Zr), or hatnium (Hf);

X1 and X2 are halogen or an alkyl group having a
carbon number of 1 to 20; and

n is an integer of 0 to 10.

4. The method for preparing a dinuclear metallocene
compound according to claim 3, wherein the step of reacting
the compound represented by the Chemical Formula 2 with
the compound represented by the Chemical Formula 3 is
conducted by stirring at a temperature of =30 to 25° C.

5. The method for preparing a dinuclear metallocene
compound according to claim 3, wherein the step of reacting
the compound represented by the Chemical Formula 2 with
the compound represented by the Chemical Formula 3 is
conducted in MTBE (methyl tertiary-butyl ether), or toluene
solvent.
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